S1

IR spectroscopy
Infrared spectra were measured on a Perkin-Elmer 1600 Series FT-IR spectrometer with an A531-G Golden-Gate-Diamond-ATR-unit. Signals were abbreviated with w, m, s and for weak, medium and strong intensities. Broad signals are additionally labeled with br.
Mass spectrometry
The high resolution (HR) mass spectra were measured with an APEX 3 FT-ICR with a 7.05 T magnet by co. Bruker Daltonics. Electron impact (EI).
Chromatrography stationary phases
For column chromatography purifications silica gel (Merck, particle size 0.040-0.063 mm) was used. Rf values were determined by thin layer chromatography onPolygram® Sil G/UV254 (Macherey-Nagel, 0.2 mm particle size).
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II. Experimental procedures
II.1 1-Methyl-2-nitro-5-(2-(trimethylsilyl)ethynyl)benzene (5)
In triethylamine (dry, 80 mL) 4-bromo-2-methyl-1-nitrobenzol [1] 3 (6.00 g, 27.8 mmol), trimethylsilylacetylene (5.21 mL, 36.1 mmol), Pd(dppf)Cl2 (1.02 g, 1.39 mmol, 5%) and cupper(I) iodide (530 mg, 2.78 mmol, 10%) were suspended under nitrogen atmosphere and stirred for 1 h at 60 °C. The reaction solution was filtered over celite and the solvent was removed under reduced pressure. The crude product was purified via column chromatography (silica gel, dichloromethane) to obtain a grey solid (6.14 g, 26.3 mmol, 95%). 
II.3 (Z)-2-Ethynyl-8-methoxy-11,12-dihydrodibenzo[c,g][1,2]-diazocine (8)
In ethanol (100 mL) 4-ethynyl-2-(4-methoxy-2-nitrophenethyl)-1-nitrobenzene (7, 400 mg, In tetrahydrofurane (abs., 280 mL) 1-methyl-2-nitro-4-(2-(trimethylsilyl)ethynyl)-benzene (10)
[3] (6.00 g, 25.7 mmol) and 4-methoxy-2-methyl-1-nitrobenzene (11, 6.45 g, 30.9 mmol) were dissolved under nitrogen atmosphere and cooled to 0 °C. Potassium butoxide (4.40 g, 36.0 mmol) was added and stirred for 3 min before addition of bromine (1.84 mL, 36.0 mmol).
After stirring for 5 min, the reaction was poured onto ice/water (500 mL). 
II.6 (Z)-8-Ethynyl-2-methoxy-11,12-dihydrodibenzo[c,g][1,2]-diazocine (13)
In ethanol (80 mL) 4-Ethynyl-1-(5-methoxy-2-nitrophenethyl)-2-nitrobenzene (12, 396 mg, 
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VI. Calculations
The geometry optimizations were carried out using density functional theory with the Minnesota functional M06-2X [4] including Grimmes D3 [5] dispersion correction and the large triple zeta basis def2-TZVP [6] . This theoretical level performed well in
Grimme's latest study on basic properties of a large set of organic molecules [7] . The calculations were performed with Turbomole7.2 [8] , including the m4 grid (in 
